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POLYMER COMPOSITION, SWELLABLE
COMPOSITION COMPRISING THE
POLYMER COMPOSITION, AND ARTICLES
INCLUDING THE SWELLABLE
COMPOSITION

CROSS REFERENCE TO RELATED
APPLICATION

This application is a division of U.S. application Ser. No.
12/636,176 filed Dec. 11,2009, now U.S. Pat. No. 9,018,144,
which is a continuation-in-part of U.S. Pat. No. 8,181,708,
issued May 22, 2012, which is a non provisional of U.S.
Application No. 60/976,575, filed Oct. 1, 2007, which are
incorporated herein by reference in their entirety.

BACKGROUND OF THE INVENTION

In downhole drilling and completion industries, it is fre-
quently necessary to seal the annular space between a bore-
hole wall and a tubular therewithin. Such sealing can be
accomplished by a number of different sealing mechanisms
including swellable seals.

One example of swellable seals in the art is known com-
mercially as a Reactive Element Packer or REPacker™ reac-
tive element packer, available from Baker Oil Tools, Houston
Tex. REPackers are commercial isolation tools that use elas-
tomer swelling technology to provide a barrier in surrounding
member/open hole and surrounding member/surrounding
member annuli. Such packers may have a water reactive
section, an oil reactive section, or both. A water reactive
section may include water-absorbing particles incorporated
in nitrile-based polymer. These particles swell via absorbing
water, which in turn expands the rubber without being physi-
cally absorbed into the rubber matrix. Similarly, an oil reac-
tive section may include hydrocarbon-absorbing rubbers and
polymers, in which uptake of the hydrocarbon by the polymer
causes swelling and lubricates and decreases the mechanical
strength of the polymer chain as it expands.

However, under certain circumstances, it may be imprac-
tical to deploy a seal or packer having one or the other of a
water or oil swellable section based on availability of swell-
ing material, or other considerations including environmental
considerations. The art would well receive seals responsive to
a wider variety of swelling materials, while maintaining or
increasing the swelling ability and effectiveness of the
swelled material.

SUMMARY

The above disadvantages are overcome by, in an embodi-
ment, a polymer composition including a base polymer com-
prising a hydrocarbon rubber, an acrylic copolymer, and a
refined oil in which the acrylic polymer is dispersed. The
polymer composition is swellable when treated with an aque-
ous medium, non-aqueous medium, or both.

In another embodiment, a sealing element for a flow chan-
nel includes an expandable section filled with a swellable
composition that swells when treated with a swelling mate-
rial.

In another embodiment, a method of sealing a well hole
includes inserting the sealing element into a well, and intro-
ducing a swelling material into the expandable section.

We turn now to the figures, which are meant to be exem-
plary of the embodiments and not limited thereto.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 s a cross-sectional schematic view of an exemplary
annular sealing element; and
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FIG. 2 is a cross-sectional schematic view of a packer
having an annular sealing element and an inlet valve.

The above described and other features are exemplified by
the following detailed description.

DETAILED DESCRIPTION OF THE INVENTION

It has surprisingly been found that a polymer composition
for a swellable composition, which combines an oil swellable
base polymer and an acrylic polymer dispersion in a refined
oil, can be swelled by treatment of the polymer composition
with either an aqueous medium, non-aqueous medium, or
both (e.g., wellbore fluids such as water, brine, hydrocarbons,
drilling mud, or a combination of these).

The polymer composition includes an oil swellable base
polymer, an acrylate copolymer, and a refined oil. As used
herein, the terms “refined oil” each refers to a petroleum
distillate fraction of hydrocarbons of 15 to 40 carbon atoms.
The refined oil may be aromatic or non-aromatic. A useful
base polymer is a hydrocarbon rubber which swells in the
presence of refined oils. Hydrocarbon rubbers, such as those
embodied herein, may include those based on elastomeric
diene monomers such as 1,3-butadiene or isoprene (as found
in natural rubbers), and may be homo- or copolymers.

The base polymer may also be a copolymer. It will be
understood that unless otherwise noted herein, the term
“polymer” comprises polymers of one monomer, copoly-
mers, terpolymers and polymeric forms of more than one type
of'monomer. [t will also be understood in general that the term
“copolymer”, as used herein, may indicate the presence of
two or more monomers, and may therefore also encompass
the terms terpolymer, tetrapolymer, pentapolymer, and the
like, and therefore the terms polymer and copolymer should
not be construed as limiting to the use of only one or two
monomers respectively, unless otherwise specified. Where
“terpolymer”, is used herein, this term refers to the presence
of'three monomers in the polymer unless otherwise specified.

The base polymer may be a random or block copolymer.
Where a random copolymer is used, the monomers are sub-
stantially randomly dispersed in the polymer. Where a block
copolymer is used, the block copolymer may be a diblock
copolymer, a triblock copolymer, a diblock terpolymer, or the
like. It will be understood that each block may be ahomopoly-
mer or random copolymer.

In an embodiment, the oil swellable base polymer com-
prises polyethylenes, polypropylenes, poly(ethylene-co-pro-
pylene), polyamides, polyesters, polyurethanes, polyvinyl-
chlorides, and rubbers such as ethylene-propylene-diene
monomer (EPDM) rubber, butadiene rubber, styrene-butadi-
ene rubber, butyl rubber, natural rubber, or a combination
comprising at least one of the foregoing. In a specific embodi-
ment, the base polymer is ethylene-propylene-diene mono-
mer (EPDM) rubber, butadiene rubber, styrene-butadiene
rubber, butyl rubber, natural rubber, or a combination com-
prising at least one of the foregoing. In an exemplary embodi-
ment, the base polymer is EPDM.

The polymer composition also includes an acrylic copoly-
mer of hydrophilic acrylic monomers. A dispersion of such a
polymer in a medium, such as in a refined oil or oil/water
emulsion, is also referred to herein as a liquid dispersed
polymer (LDP). A useful acrylic copolymer for an LDP
includes an acidic monomer such as, for example, acrylic
acid, methacrylic acid, itaconic acid, maleic acid, fumaric
acid, or a combination comprising at least one of these. In an
embodiment, the acidic monomer is acrylic acid or meth-
acrylic acid.
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The acrylic copolymer also includes a polar hydrophilic
monomer, and in particular, an amide monomer. Exemplary
amide monomers include acrylamide; N-alkyl acrylamides
such as N-methylacrylamide, N,N-dimethylacrylamide,
N-ethylacrylamide, N,N-diethylacrylamide, or N-hydroxy-
ethylacrylamide; methacrylamide; N-alkyl methacrylalm-
ides such as N-methylmethacrylamide, N,N-dimethyl-
methacrylamide, N-ethylmethacrylamide, N,N-
diethylmethacrylamide, N-hydroxyethylmethacrylamide, or
N,N-dihydroxyethylmethacrylamide; maleimide; N-alkyl-
maleimides such as N-methylmaleimide, N-ethylmaleimide,
N-phenylmaleimide, and the like; or a combination compris-
ing at least one of the foregoing. In an embodiment, the amide
monomer is acrylamide or methacrylamide.

The acrylic copolymer includes the acidic monomer and
the amide monomer in a weight ratio of 99:1 to 1:99, specifi-
cally 95:5 to 5:95, and more specifically 90:10 to 10:90.

In an embodiment, the acrylic copolymer consists essen-
tially of the acidic monomer and the amide monomer. In
another embodiment, the acrylic copolymer consists of the
acidic monomer and amide monomer. The acrylic copolymer
may be a solution polymerized copolymer, but is typically an
emulsion or suspension polymerized polymer. In a specific
embodiment, the acrylic copolymer is an aqueous emulsion
polymer having a polymer solids content of 40 to 99 wt %,
specifically 45 to 95 wt %, and more specifically 50 to 90 wt
%, based on the total weight of the aqueous emulsion poly-
mer.

In a specific embodiment, the acrylic copolymer comprises
at least one of acrylic acid and methacrylic acid, and at least
one of acrylamide and methacrylamide. In an exemplary
embodiment, the acrylic copolymer is a copolymer of acrylic
acid and acrylamide. An example of a commercial acrylic
copolymer is DPNT06-0124 which is an acrylic acid/acryla-
mide copolymer dispersion in heavy petroleum naphtha,
commercially available from Ciba Corporation.

Additional monomers copolymerizable with the acidic and
amide monomers may be included provided the inclusion of
these monomers does not significantly adversely affect the
desired properties of the swellable composition. Additional
monomers that may be included in the acrylic copolymer
include, but are not limited to, polar acrylate or acrylic mono-
mers such as those having nitrile functional groups including
acrylonitrile, methacrylonitrile, 2-cyanoethylacrylate, 2-cya-
noethylmethacrylate, and the like; aldehydic monomers such
as acrolein, methacrolein, and the like; hydroxy-containing
monomers such as 2-hydroxyethyl acrylate (HEA), 2-hy-
droxyethyl methacrylate (HEMA), 2-hydroxypropylacrylate,
2-hydroxypropylmethacrylate, and the like; anhydrides such
as maleic anhydride, itaconic anhydride, and the like; nonpo-
lar acrylate monomers such as methyl acrylate, methyl meth-
acrylate, ethyl acrylate, ethyl methacrylate, n-propyl acrylate,
propyl methacrylate, n-butyl acrylate, n-butyl methacrylate,
isobutyl acrylate, isobutyl methacrylate, t-butyl acrylate, pen-
tyl acrylate, hexyl acrylate, cyclohexyl acrylate, n-octyl acry-
late, and the like; aromatic monomers including styrene,
alpha-methylstyrene, phenyl acrylate, phenyl methacrylate,
benzyl acrylate, benzyl methacrylate, and the like; or a com-
bination comprising at least one of the foregoing. Typical
additional monomers, where used, may include HEA,
HEMA, 2-hydroxypropyl methacrylate, ethyl acrylate,
methyl methacrylate, n-butyl acrylate, and styrene.

The additional monomers, where included, may be used in
an amount of less than or equal to 80 wt %, specifically less
than 70 wt %, and more specifically less than 50 wt %, based
on the total weight of acidic monomer, amide monomer, and
additional monomer in the acrylic copolymer.
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Cross-linking monomers may also be included. Such cross
linking monomers may include, for example, divinyl ben-
zene, ethylene diacrylate, ethylene dimethacrylate, trimethy-
lolpropane triacrylate, trimethylolpropane trimethacrylate,
and the like, or a combination comprising at least one of the
foregoing. Where included, crosslinkers may be used in
amounts of less than or equal to 5 wt %, specifically less than
or equal to 2 wt %, and more specifically less than or equal to
1 wt %, based on the total weight of acidic monomer, amide
monomer, and additional monomer in the acrylic copolymer.

Alternatively, or in addition, the acrylic copolymer may
include combinations of copolymers of acrylic acid and its
esters with other materials such as sodium hydroxide, poly-
acrylamide copolymer, ethylene maleic anhydride copoly-
mer, crosslinked carbomethoxycellulose, polyvinyl alcohol
copolymers, cross linked polyethylene oxide, or a combina-
tion comprising at least one of the foregoing.

The acrylic copolymer has a weight average molecular
weight of 1,000 to 500,000 g/mol, specifically 10,000 to
300,000 g/mol, and more specifically 20,000 to 100,000
g/mol.

The acrylic copolymer may be included in the swellable
composition as a suspension in a solvent (e.g., a refined oil as
discussed below), as an aqueous emulsion, or may be a mix-
ture of an aqueous emulsion with a refined oil, referred to as
discussed hereinabove as an LDP.

The swellable composition thus further includes a refined
oil in which the base polymer and the acrylic polymer are
dispersed. The refined oil is as described herein a petroleum
distillate fraction and may be any C, 5 _,, petroleum fraction
useful for swelling the base polymer, where the refined oil has
a high affinity for the base polymer and for which the base
polymer has a high capacity. As used herein, the term “high
capacity” with respect to the base polymer is where the base
polymer can absorb up to 200 phr, specifically 100to 150 phr,
of refined oil based on 100 parts of base polymer and any
added fillers. The refined oil may be a naphthenic oil com-
prising mostly cycloalkanes and having an n-alkane (paraffin)
content of less than about 55-60%; a paraftinic oil (sometimes
referred to as a heavy naphtha) having an n-alkane content of
greater than about 55-60%; an aromatic oil, such as a phtha-
late oil derived from phthalic anhydride, and including such
compounds as, for example di-n-butylphthalate; or a combi-
nation comprising at least one of the foregoing. Of these, it is
more desirable to use refined oils that are non-aromatic.

In an embodiment, the refined mineral oil is a phthalate oil,
anaphthenic oil, a paraffinic oil, or a combination comprising
at least one of the foregoing oils. In a specific embodiment,
the refined oil is a naphthenic oil, a paraffinic oil, or a com-
bination comprising at least one of the foregoing oils. Also in
an embodiment, the acrylic copolymer is dispersed in the
refined oil to prepare the LDP. In an embodiment, the amount
of acrylic copolymer dispersed in refined oil is 20 to 80 wt %,
specifically 30 to 70 wt %, and more specifically 40 to 60 wt
%, based on the total weight of the acrylic copolymer and
refined oil.

The acrylic copolymer (as an LDP) is included in the
swellable composition in an amount of 30 to 200 parts by
weight per 100 parts (also referred to as parts per hundred,
abbreviated “phr”) by weight (also referred to as parts per
hundred, abbreviated “phr”) of the base polymer. In an
embodiment, the acrylic copolymer is included in an amount
of 40 to 180 phr, more specifically 50 to 150 phr, and still
more specifically 80 to 140 phr, based on 100 parts of the base
polymer.

The swelling composition may further include, in addition
to the polymer composition, ingredients or components to
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provide other performance aspects of the swellable compo-
sition. In addition to the base polymer, acrylic copolymer, and
refined oil discussed above, these additional ingredients/com-
ponents include fillers, activators, antioxidants, process aids,
and curatives.

There are various other grades of fillers which may be used
alone or in combination, and in lesser or greater amounts that
may yield comparable, desirable or improved rubber proper-
ties. Suitable fillers include, but are not necessarily limited to,
carbon black, silica (silicon dioxide, SiO,), clays, calcium
carbonate, bentonite, and the like, and combinations thereof.
The proportion of filler may range between about 30 and 100
phr.
Suitable activators include, but are not necessarily limited
to, magnesium oxide (MgO), zinc oxide (ZnO), zinc stearate,
stearic acid and the like and combinations thereof. The pro-
portion of activator may be in the range from about 1-10 phr.

Suitable antioxidants include, but are not necessarily lim-
ited to, any of the diphenyl amines (e.g. NAUGARD® anti-
oxidants available from Chemtura Corporation), or any of the
mercaptobenzimidazoles (e.g., VANOX® ZMTI from RT
Vanderbilt) and the like and combinations thereof.

Suitable process aids include, but are not necessarily lim-
ited to, waxes (e.g. VANFRE® waxes available from R. T.
Vanderbilt Company), or process aids such as WB-16 process
additive from Strucktol, and the like, and combinations
thereof. The antioxidants and the process aids may each be in
the range of from about 0.5 to about 5.0 phr.

In an exemplary embodiment, a swelling composition may
include 100 phr base polymer (e.g., EPDM), 30 to about 200
phr acrylic copolymer, 0.2 to 15 phr curative, 20 to 100 phr
carbon black filler, 20 to 100 phr silica filler, 1 to 10 phr
activator, 0.5 to about 5 phr antioxidant, and 0.5 to 5 phr
process aid.

The polymer composition, and a swelling composition pre-
pared therefrom, may be swelled by treatment by an aqueous
swelling material such as water or brine, or by treatment with
a non-aqueous swelling material, such as a hydrocarbon as
described above, drilling mud, or a combination of these.

It has been found that including the polymer composition
disclosed herein in a swellable composition provides a swell-
ing capacity for the swelling composition comparable to that
of'swelling compositions which only swell under either aque-
ous or non-aqueous conditions, but not both. The swelling
composition disclosed herein may achieve a swelling capac-
ity for the combination of base polymer (e.g., EPDM) and
acrylic copolymer in refined oil or water of over 500 volume
%. The amount of swelling achieved and the rate of swelling
depends on physical boundaries and limitations, the viscosity
of the refined oil, the salinity of the water, and the tempera-
ture. The lower the concentration of mono-valent salts (e.g.
NaCl, KCl) or co-valent salts (e.g., CaCl,), the lower the
salinity, and the faster the rate of swelling and the more
swelling that can be achieved.

The polymer composition described herein, and the swell-
ing composition prepared therefrom, may be used in a sealing
element for a flow channel. In an embodiment, an exemplary
sealing element is shown in FIG. 1, in which the sealing
element 100 includes a channel 110, and an expandable sec-
tion 120. The sealing element 100 may be annular in design
and surrounding the channel 110, or may be of another shape
depending on the application. The sealing element 120 com-
prises an expandable section 120 filled with a swellable com-
position (not shown) which includes the polymer composi-
tion described herein, which swells when treated with a
swelling material. The swelling material may be a wellbore
fluid including an aqueous medium such as water or brine, a

10

15

20

25

30

35

40

45

50

55

60

65

6

non-aqueous medium such as hydrocarbons, drilling mud, or
a combination comprising at least one of the foregoing.

The expandable sealing element is changeable in shape and
size, so that the sealing element may upon expanding con-
form to the shape and dimensions of the environment in
which it is inserted (such as a borehole, well, or the like).

In another exemplary embodiment, an annular sealing ele-
ment is included in the structure of a packer and has a through
hole running lengthwise through the expandable sealing ele-
ment containing the swelling material. An exemplary packer
is shown in FIG. 2, in which the packer 200 includes a channel
210, an annular expandable section 220, a surrounding mem-
ber 230 surrounding the channel 210 to encase the expandable
section 220. In an embodiment, a valve 240 opens into sur-
rounding member 230 to allow introduction of a swelling
material to contact expandable section 220. In this embodi-
ment, the expandable section 220 of the packer 200 conforms
by expanding radially outward, to conform to the outer envi-
ronment, as well as expanding radially toward the center, to
constrict around a production pipe or conduit (not shown)
inserted through channel 210 the packer. In another embodi-
ment (not shown), the sealing element is a bridge plug for
sealing off a bore hole completely, and does not include a hole
running through the expandable section.

An exemplary method of sealing a well hole using the
sealing element includes inserting the sealing element into a
hole (bore hole or well), and introducing a swelling material
into the expandable section. The swelling material may be
introduced to the sealing element through a tube or line for
introducing the swelling material affixed to a valve attached
to the surrounding member.

This written description uses examples to disclose the
invention, including the best mode, and also to enable any
person skilled in the art to make and use the invention. The
patentable scope of the invention is defined by the claims, and
may include other examples that occur to those skilled in the
art. Such other examples are intended to be within the scope
of'the claims if they have structural elements that do not differ
from the literal language of the claims, or if they include
equivalent structural elements with insubstantial differences
from the literal language of the claims.

All ranges disclosed herein are inclusive of the endpoints,
and the endpoints are independently combinable with each
other.

The use of the terms “a” and “an” and “the” and similar
referents in the context of describing the invention (especially
in the context of the following claims) are to be construed to
cover both the singular and the plural, unless otherwise indi-
cated herein or clearly contradicted by context. The modifier
“about” used in connection with a quantity is inclusive of the
stated value and has the meaning dictated by the context (e.g.,
it includes the degree of error associated with measurement of
the particular quantity).

What is claimed is:

1. A sealing element for a flow channel comprising:

an expandable section; and

a swellable composition disposed in the expandable sec-
tion and comprising:

a base polymer comprising polyethylenes, polypropy-
lenes, poly(ethylene-co-propylene), polyamides, poly-
esters, polyurethanes, polyvinylchlorides, ethylene-pro-
pylene-diene monomer rubber, butadiene rubber,
styrene-butadiene rubber, natural rubber, or a combina-
tion comprising at least one of the foregoing;

an acrylic copolymer comprising an acidic monomer and
an amide monomer present in a weight ratio of 95:5 to
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5:95; acrylic copolymer being present in an amount of
30to 200 parts by weight per hundred parts by weight of
the base polymer; and

arefined oil in which the acrylic copolymer to form a liquid
dispersed polymer;
wherein the swellable composition is configured to

swell when treated with a swelling material which
comprises an aqueous medium, non-aqueous
medium, or both.

2. The sealing element of claim 1, wherein the swellable
composition further comprises fillers, activators, antioxi-
dants, process aids, curatives, or a combination comprising at
least one of the foregoing.

3. The sealing element of claim 2, wherein the swellable
composition comprises 100 phr base polymer, 30 to 200 phr
acrylic copolymer, 0.2 to 15 phr curative, 20 to 100 phr carbon
black filler, 20 to 100 phr silica filler, 1 to 10 phr activator, 0.5
to about 5 phr antioxidant, and 0.5 to 5 phr process aid.

4. The sealing element of claim 1, wherein the swelling
material is water, brine, hydrocarbons, drilling mud, or a
combination comprising at least one of the foregoing.

5. The sealing element of claim 1, wherein the expandable
section is changeable in shape and size.

6. The sealing element of claim 1, wherein the sealing
element is a packer.

7. The sealing element of claim 1, wherein the sealing
element is a bridge plug.

8. A method of sealing a well hole, comprising inserting the
sealing element of claim 1 into a bore hole, and introducing a
swelling material into the expandable section.

9. The method of claim 8, further comprising sealing the
flow channel with the sealing element.

10. A sealing element for a flow channel comprising:

an expandable section; and

a swellable composition disposed in the expandable sec-
tion, such that the swellable composition is configured to
swell when treated with a swelling material, the swelling
composition comprising:

a base polymer comprising polyethylenes, polypropy-
lenes, poly(ethylene-co-propylene), polyamides, poly-
esters, polyurethanes, polyvinylchlorides, ethylene-pro-
pylene-diene monomer rubber, butadiene rubber,
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styrene-butadiene rubber, natural rubber, or a combina-
tion comprising at least one of the foregoing; and

a liquid dispersed acrylic copolymer, the acrylic copoly-

mer comprising an acidic monomer and an amide mono-
mer present in a weight ratio of 95:5 to 5:95, the acrylic
copolymer being present in an amount of 30 to 200 parts
by weight per hundred parts by weight of the base poly-
mer;

wherein the swelling material comprises an aqueous

medium, non-aqueous medium, or both.

11. The sealing element of claim 10, wherein the acidic
monomer is acrylic acid or methacrylic acid, and the amide
monomer is acrylamide or methacrylamide.

12. The sealing element of claim 11, wherein the acrylic
copolymer is a copolymer of acrylic acid and acrylamide.

13. The sealing element of claim 10, wherein the liquid
dispersed acrylic copolymer comprises a refined oil which
comprises a naphthenic oil, a paraffinic oil, or a combination
comprising at least one of the foregoing.

14. The sealing element of claim 10, wherein the liquid
dispersed acrylic copolymer comprises an acrylic copolymer
dispersed in a refined oil, the acrylic copolymer being present
in an amount of 20 to 80 wt % based on the total weight of the
acrylic copolymer and the refined oil.

15. The sealing element of claim 10, wherein the swellable
composition further comprising fillers, activators, antioxi-
dants, process aids, curatives, or combination comprising at
least one of the foregoing.

16. The sealing element of claim 10, wherein the swellable
composition comprises 100 phr base polymer, 30 to 200 phr
acrylic copolymer, 0.2 to 15 phr curative, 20 to 100 phr carbon
black filler, 20 to 100 phr silica filler, 1 to 10 phr activator, 0.5
to about 5 phr antioxidant, and 0.5 to 5 phr process aid.

17. The sealing element of claim 1, wherein the acidic
monomer is acrylic acid or methacrylic acid, and the amide
monomer is acrylamide or methacrylamide.

18. The sealing element of claim 17, wherein the acrylic
copolymer is a copolymer of acrylic acid and acrylamide.

19. The sealing element of claim 1, wherein the refined oil
comprises a C, 5 4, petroleum distillate fraction.

#* #* #* #* #*



